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57 ABSTRACT 
A controlled release composition is prepared by con 
tacting an organoclay with a biologically active mate 
rial in concentrated form to cause absorption of the 
active material on the organoclay. The resulting prod 
uct releases the active agent slowly, over a period of 
time, when exposed to the open atmosphere, for in 
stance on being distributed over cultivated fields. 

7 Claims, 3 Drawing Sheets 
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1. 

CONTROLLED RELEASE COMPOSITION AND 
METHOD 

FIELD OF THE INVENTION 

This invention relates to a composition and method 
for the controlled release of biologically active agricul 
tural agents such as fertilizers and more specifically 
pesticides. More specifically, the invention concerns the 
absorption, on a particular type of material, of certain 
organic agents such as herbicides and the like which 
would be released over a time span once the product is 
dispersed in the field. 

BACKGROUND OF THE INVENTION 

The basic principle in controlled release is the entrap 
ment of an active ingredient by some method in such a 
way that slow escape of the ingredient to the environ 
ment is allowed, see Agis Kydonieus, Controlled Release 
Technologies: Methods, Theory and Applications, pages 2 
and 4, CRC Press, Inc. 1980. 
The use of time-release agents for agricultural pur 

poses in cultivated field environments is known. In 
many instances the means used for controlling release of 
the active ingredient over a period of time has been 
chosen to reduce the exposure thereof to the environ 
ment so as to prevent its being quickly washed away by 
water or to prevent rapid evaporation. Consequently, 
the effort has frequently been to coat the active ingredi 
ent with one or more insoluble materials, thereby to 
slow down its movement into the environment. 
Thus, for example, U.S. Pat. No. 4,082,533 discloses a 

product having a core of aurea fertilizer and two water 
insoluble coatings, viz., cement and a thermoplastic 
polymer/wax blend. The patentee of U.S. Pat. No. 
3,050,385 bonds the fertilizer to oil shale as an insolubi 
lizing and support material. U.S. Pat. No. 3,502,458 uses 
a fertilizer, a dry fibrous organic material such as saw 
dust and a bonding agent such as a urea-formaldehyde 
resin or a Cumar V-3 resin. U.S. Pat. No. 3,192,031 
discloses urea (fertilizer) particles precoated with a thin 
film of a diatomaceous earth (natural clays, e.g. benton 
ite, are briefly mentioned) and then coated with wax. 
U.S. Pat. No. 3,062,637 describes an agricultural gran 
ule for insecticide, herbicide and plant nutrient pur 
poses, which comprises the active ingredient, a mineral 
carrier such as diatomaceous earth and as a binder a 
colloidal clay, viz., attapulgite or sepiolite. 
On the other hand, water-immiscible herbicides and 

the like are used which are formed into aqueous disper 
sions with the aid of emulsifiers and then encapsulated, 
as disclosed in U.S. Pat. No. 4,280,833. Controlled re 
lease pesticides are also formulated with silanes as 
shown in U.S. Pat. Nos. 4,282,207 and 4,283,387. 

In the medical/biochemical area, compositions are 
used in which the medically active components in solu 
tion are releasably enclosed within a container at least 
part of which is a microporous membrane. In this cate 
gory fall U.S. Pat. Nos. 4,067,961 and 4,145,408. 
A solid pesticide adapted to be progressively disinte 

grated by contact with a stream of water is described in 
U.S. Pat. No. 4,182,620. It comprises a pesticide, a solid 
non-hydrophilic filler such as talcum and a starch. Kao 
lin is included in some of the compositions. 

U.S. Pat. No. 4,219,349 discloses a plant nutrient 
composition, for potted plants containing little mineral 
soil but instead containing growth media, and compris 
ing various plant nutrients on a calcined clay which 
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2 
may be bentonite or attapulgite. As described, the com 
positions are prepared by mixing the calcined clay gran 
ules with a solution of the nutrients. The compositions 
are applied to the growth media in plant nourishing 
amounts. The patentee theorizes that when the plant 
nutrient compositions are incorporated into the growth 
media they will equilibrate with the solution bathing the 
roots and the media; the plant roots exchange protons 
and bicarbonates for the needed ions in solution which 
in turn exchange with the micronutrients on the clay 
granules to supply nutrients to complete the cycle. 
Thus, the plant nutrient compositions function via an 

ion exchange process with plant roots in an aqueous 
medium. 

In a series of U.S. patents to Gary W. Beall, assigned 
to Radecca, Inc., which are: 
No. 4,470,912 
No. 4,473,477 
No. 4,517,094 
No. 4,549,966 

a method is described for absorbing organic contami 
nants on an organoclay from an aqueous composition or 
from solid or liquid wastes. 
Organoclays are well known in the art, especially as 

gelling agents for paints and the like. In this invention, 
the term "organoclay" refers to various clay types, e.g. 
smectites, that have organo ammonium ions substituted 
for cations between the clay layers. The term "organo 
ammonium ion' refers to a substituted ammonium ion in 
which one or more hydrogen atoms are replaced by an 
organic group. The organoclays are modified clays 
which exhibit in organic liquids, some of those charac 
teristics which untreated clays exhibit in water. For 
example, they will swell in many organic liquids and 
will form stable gels and colloidal dispersions. Organo 
clays are organophilic or oleophilic. An extensive dis 
cussion may be found in the above-mentioned patents to 
Beall. 
According to the invention, organic bioactive agents 

such as fertilizers and pesticides, e.g. insecticides, herbi 
cides, bactericides, growth regulators and fungicides, 
may be controllably released by a unique mechanism 
which is independent on the absorptive/desorptive 
characteristics of a particular material on which the 
agents are provided. 

SUMMARY OF THE INVENTION 

In accordance with the invention, a controlled re 
lease composition is provided which comprises an or 
ganoclay on which an organic biologically active mate 
rial has been absorbed. The method of application in 
volves exposing the organoclay to a high concentration 
of the active ingredient to cause it to be absorbed on the 
organoclay and then distributing the product in agricul 
tural fields where it is needed. This function of organo 
clays is surprising since they have previously been used 
primarily as gelling agents; also they have been pro 
posed in the Beall patents for absorbing organic con 
taminants but not for slow release or distribution of 
biologically active materials where needed, particularly 
for improving agriculture. 
BRIEF DESCRIPTION OF THE DRAWINGS 

FIG. 1 is a flowsheet illustrating how organoclays 
can be used in controlled release applications; 
FIG. 2 is a graph showing the release of a biologically 

active material from two different organoclays on 
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which it has been absorbed, in which the percent of the 
active material which has been released from the or 
ganoclay exposed to a controlled flow of nitrogen is 
plotted against time, in days; and 
FIG. 3 shows the amount of a biologically active 

material present in a stream of nitrogen continually 
passed over the active material alone as well as the 
amount present in a separate flow passed over the active 
material which has been absorbed onto an organoclay. 

DETAILED DESCRIPTION 

The preferred clay substrates for use in this invention 
are the smectite type clays, particularly the smectite 
type clays which have a cation exchange capacity of at 
least 75 milliequivalents per 100 grams of clay. Useful 
clays for such purposes include the naturally occurring 
Wyoming variety of swelling bentonite and similar 
clays, and hectorite, which is a swelling magnesium 
lithium silicate clay. The clays are preferably converted 
to the sodium form if they are not already in this form. 
This can be effected by a cation exchange reaction with 
a soluble sodium compound. These methods are well 
known in the art. Smectite-type clays prepared syntheti 
cally can also be utilized. 

Generally, the quaternary ammonium salt reacted 
with the clay has organic groups attached to the quater 
nary nitrogen which may range from aliphatic hydro 
carbon of from 1 to 24 carbons to aromatic organic 
molecules, such as benzyl groups that could have a host 
of groups substituted on the benzyl ring. The amount of 
alkyl ammonium salt substituted on the clay can vary is 
between 0.5% to 50%. 

In particular, the organoclay used in this invention 
may comprise one or more of the following ammonium 
cation modified montmorillonite clays: 
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R-N-R, Montmorillonite 
k 45 

wherein R1 is an alkyl group having at least 4 carbon 
atoms, preferably at least 10 carbon atoms and up to, for 
example, 24 carbon atoms, more preferably having a 50 
chain length of from 12 to 18 carbon atoms; R2 is hydro 
gen, benzyl or an alkyl group of at least 4 carbon atoms, 
preferably at least 10 carbon atoms and up to, for exam 
ple, 24 carbon atoms, more preferably a chain length of 55 
from 12 to 18 carbon atoms; and R3 and R4are each 
hydrogen or lower alkyl groups, viz., they contain car 
bon chains of from 1 to 4 atoms, and preferably are 
methyl groups. Hydroxyethoxy, hydroxypropoxy 
groups and their corresponding poly-oxy homologs are 
also especially useful in some applications. 
Other organoclays utilizable in the invention include 

benzyl organoclays such as dimethylbenzyl (hydroge 
nated tallow) ammonium bentonite; methylbenzyl di(- 
hydrogenated tallow) ammonium bentonite; and more 
generally quaternary ammonium cation modified mont 
morillonite clays represented by the formula: 

60 

65 

4. 

-- 

R-N-R, Montomorillonite 
R3 

wherein R1 is CH3 or C6H5CH2; R2 is C6H5CH2; and 
R3 and R4 are alkyl groups containing long chain alkyl 
radicals having 14 to 22 carbon atoms, and most prefer 
ably wherein 20% to 35% of said long chain alkyl radi 
cals contain 16 carbon atoms and 60% to 75% of said 
long chain alkyl radicals contain 18 carbon atoms. 
The montmorillonite clays which may be so modified 

are the principal constituents of bentonite rock. Modi 
fied montmorillonite clays of this type (i.e. organoclays) 
are commercially available from Southern Clay Prod 
ucts, Inc., Gonzales, Tex., under such trade designa 
tions as CLAYTONE 34 and 40, and are available from 
NL Industries, Inc. New York, N.Y., under such trade 
designations as BENTONE 27, 34, and 38. The pre 
ferred organoclays utilized in this invention, are the 
higher dialky dimethyl ammonium organoclays such as 
dimethyl di(hydrogenated tallow) ammonium benton 
ite; the benzyl ammonium organoclays, such as di 
methylbenzyl (hydrogenated tallow) ammonium ben 
tonite; and hydroxyethoxy ammonium organoclays 
such as methyl bis(2-hydroxyethoxy)octadecyl ammo 
nium bentonite. 
FIG. 1 illustrates how organoclays can be used in 

controlled release applications. The organoclay is first 
exposed to a high concentration of the active ingredi 
ent. The active ingredient is absorbed into the clay 
interlayers and held there by capillary and/or solvation 
forces until an equilibrium concentration is reached 
within the organoclay. This equilibrium concentration 
depends on the concentration of the active in contact 
with the organoclay. As the concentration of the active 
in contact with the clay decreases, so does the capacity 
of the clay for the active. Thus, when the clay which 
has been in contact with a high active concentration is 
removed to an environment which is low in active, the 
clay gives off its absorbed active until a new equilibrium 
is reached with the new environment (which may be 
air, water, etc.). Thus, if the organoclay is placed in 
pure liquid pesticide, it will absorb some quantity of the 
pesticide. If it is then removed to the open atmosphere, 
it will allow the absorbed pesticide to escape into the 
environment. However, the rate of release (or escape) 
will be much slower than if one simply left a drop of the 
same amount of pesticide out on a dish (assuming a 
volatile pesticide is used). Thus, the pesticide absorbed 
on organoclay gives a more prolonged effect than the 
pesticide by itself. 
The method of contacting the organoclay with the 

organic biologically active material may be any of those 
described in U.S. Pat. No. 4,549,966, for example, by 
using flow through columns and batch methods, e.g., 
flowing the organic, which may be in a concentrated 
solution, through a packed column of organoclay; or by 
contacting stirred beds of organoclay with the treating 
composition; or by adding to the latter the organoclay 
as a finely divided powder and after a sufficient time 
separating it by known methods such as filtration, cen 
trifugation, etc. It is also possible to mix the organic 
biologically active material with the quaternary ammo 
nium compound prior to reacting the quaternary ammo 
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nium compound with the bentonite to form the organo 
clay. 

Application of the product in fields may be done by 
any of the conventional methods, e.g., broadcasting 
from the air, spraying, etc. 
The invention is demonstrated in the following exam 

ples which are to be considered illustrative but not 
limitative. 

EXAMPLE 1. 
Two samples of S-Ethyl-N,N,dipropylthiocarbamate 

(ENDT) were mixed respectively with two different, 
dry powdered organoclays to form controlled release 
compositions and allowed to sit overnight. The ratio of 
organoclay to ENDT was 2:1 in each case. The weight 
loss of three separate containers (pure ENDT and the 
two ENDT/organoclay mixtures) was measured over a 
period of 10 days. Each container was kept in a stream 
of nitrogen flowing at 6000 cc/min. The results are 
shown in FIG. 2. The organoclays clearly slow the 
release of ENDT. 
The organoclays in this example were both made 

from the same bentonite. However, organoclay A con 
tained 100 meq/100 g clay of the diemthyldi(hy 
drogenated tallow) ammonium cation whereas organo 
clay B contained 92 meq/100 g clay of the trimethyl 
dodecyl ammonium chloride cation. Clearly, the type of 
organic ammonium compound used to make the or 
ganoclay can have a significant effect on the rate of 
release of some absorbed organic materials. 
ENDT is used commercially as a herbicide, espe 

cially in the production of corn. 
EXAMPLE 2 

S-Ethyldiisobutylthiocarbamate (EDBT) sold under 
the tradename "Genate' was mixed with organoclay A 
in the same manner as in Example 1. The EDBT/or 
ganoclay composition was then placed in a nitrogen air 
stream flowing at 6,000 cc/min. The amount of EDBT 
in the nitrogen stream downflow from the EDBT/or 
ganoclay composition was measured after one hour and 
then on selected days thereafter for 25 days. Gas chro 
matography was used to measure the EDBT. 
FIG. 3 shows that the release of EDBT is dramati 

cally prolonged by the organoclay relative to evapora 
tion of the pure liquid EDBT. 

Like ENDT, EDBT is an effective herbicide used in 
controlling weeds in corn production. 

It can be seen that the use of organoclays in con 
trolled release pesticides is a novel and useful approach. 
The behavior of the product is largely dependent on the 
intrinsic absorptive/desorptive properties of the or 
ganoclay for organic substances and thus is not sug 
gested by other types of carriers/supports. It is not 
necessary to mix the pesticide with highly insoluble 
materials of the nature of cement, oil shale, and the like; 
or on the other hand to make a dispersion thereof; or to 
enclose the pesticide within a membrance sac. In fact, it 
is not mandatory to formulate the two essential ingredi 
ents with other ingredients, although such is not pre 
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6 
cluded in the subject invention. The subject invention is 
operable in a simplified mode; works by a distinctive, 
novel mechanism; permits the controlled passage into 
the environment of an active substance because of the 
initial dilution of the biologically active ingredient with 
the admixed innocuous solid clay and the slow release 
feature, thus avoiding high concentrations of the active 
agent, and is unique in many of its aspects. 
What is claimed is: 
1. A controlled release composition for the distribu 

tion of an organic pesticide in agriculturally cultivated 
fields which comprises an organoclay on which said 
pesticide in liquid form has been absorbed, said organo 
clay being a smectite clay in which organo ammonium 
ions have been substituted for cations between the clay 
layers and the substituted ammonium ion has one or 
more hydrogen atoms replaced by an organic group, 
whereby the oleophilic organo ammonium ion func 
tions in absorbing the organic pesticide. 

2. The composition as set forth in claim 1 in which the 
organoclay is a C12 to C18-dialkyl dimethyl ammonium 
organoclay. 

3. The composition as set forth in claim 1 in which the 
organoclay is a benzyl ammonium organoclay. 

4. The composition of claim 1 in which the organo 
clay is a hydroxyalkoxy ammonium organoclay. 

5. A composition as set forth in claim 1 in which the 
organoclay comprises one or more of the following 
ammonium cation modified montmorilonite clays: 

: 
R-N-R, Montmorillonite - 

wherein R1 is an alkyl group of 4-24 carbon atoms; R2 
is hydrogen, benzyl or an alkyl group of 4-24 carbon 
atoms; and R3 and R4 are each hydrogen or alkyl of 1 to 
4 carbon atoms. 

6. A method of preparing a controlled release compo 
sition which comprises contacting an organoclay with a 
liquid organic pesticide in concentrated form to cause 
absorption of the pesticide by the organoclay said or 
ganoclay being a smectite clay in which organo ammo 
nium ions have been substituted for cations between the 
clay layers and the substituted ammonium ion has one 
or more hydrogen atoms replaced by an organic group, 
whereby the oleophilic organo ammonium ion func 
tions in absorbing the organic pesticide. 

7. A method of preparing a controlled release compo 
sition which comprises mixing a liquid organic pesticide 
with an organic ammonium salt in which one or more 
hydrogen atoms have been replaced by an organic 
group, and converting the salt to an organoclay by 
addition of a smectite clay, whereby the oleophilic or 
gano ammonium ion functions in absorbing the organic 
pesticide. 
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